General
All anaerobic and/or moisture sensitive manipulations were carried out with standard Schlenk techniques under nitrogen. Tetrahydrofuran and diethyl ether were distilled from sodium benzophenone-ketyl under nitrogen prior to use. Benzaldehyde was distilled under vacuum prior to use. Other common chemicals were purchased from commercial suppliers and used without further purification. NMR spectra were recorded on a JEOL ECA500 spectrometer ( 1 H, 500 MHz; 13 C, 125 MHz). Tetramethylsilane (TMS) served as internal standard (δ = 0 ppm) for 1 H NMR, and CDCl3 was used as internal standard (δ = 77.0 ppm) for 13 C NMR. Merck Silica-gel 60 (230-400 mesh) was used for flash column chromatography. Wakogel B-5F was used for preparative thin layer chromatography.
Syntheses of Substrates (E)-(3-Methoxyprop-1-en-1-yl)benzene ((E)-1a)
To a suspension of NaH (60 wt% suspension in mineral oil, 5.97 g, 149 mmol, 2.0 equiv.) in THF (70 mL) was added dropwise cinnamyl alcohol (10.0 g, 74.5 mmol) at 0 ºC, and the mixture was allowed to warm to room temperature. Methyl iodide (32.0 g, 223.6 mmol, 3.0 equiv.) was added to the resulting mixture at room temperature. After stirring for 19 h, the reaction was quenched with water, and the mixture was extracted with Et2O. The combined organic layers were washed with brine, dried over anhydrous MgSO4, filtered, and evaporated. Distillation (0.2 Torr) gave titled compound as colorless oil (10.7 g, 97%). The NMR data are in agreement with those previously reported in the literature 1 
(1-Methoxyallyl)benzene (1a')
To a solution of distilled benzaldehyde (2.3 mL, 22.6 mmol) in THF (50 mL) was added dropwise vinylmagnesium chloride (1.45 M in THF, 20.0 mL, 29.4 mmol, 1.3 equiv.) at 0 °C, and the mixture was stirred for 30 min at room temperature. The reaction was quenched by addition of a saturated aqueous NH4Cl solution. The resulting mixture was extracted with Et2O, and the combined organic layers were washed with brine, dried over anhydrous MgSO4, filtered, and evaporated. The residue was chromatographed on silica gel (Hexane/AcOEt = 4/1) to afford 1-phenylprop-2-en-1-ol as colorless oil (2.2 g, 72%). The NMR data are in agreement with those previously reported in the literature. A solution of 1-phenylprop-2-en-1-ol (0.62 g, 4.7 mmol) in dry THF (6 mL) was added dropwise to a suspension of NaH (60 wt% suspension in mineral oil) (0.19 g, 4.7 mmol) in dry THF (6 mL) at 0 ºC. The reaction mixture was stirred for 30 minutes
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at 0 ºC. Methyl iodide (0.60 g, 4.2 mmol) was added at that temperature. The reaction mixture was heated at reflux for 16 h. The reaction was quenched with water, and the mixture was extracted with diethyl ether (3 times). The combined organic layers were washed with water, dried over MgSO4, and filtered. All volatiles were removed under reduced pressure. The residue was chromatographed on silica gel (Hexane/AcOEt = 120/1) to give the titled compound as colorless oil (0.24 g, 35%). The NMR data are in agreement with those previously reported in the literature. 
(E)-1-Methoxynon-2-ene ((E)-1b)
This compound was prepared according to the procedure for the synthesis of (E)-1a described above (7.73 mmol scale, colorless oil, 915 mg, 76% yield). The NMR data are in agreement with those previously reported in literature. 
3-Methoxynon-1-ene (1b')
This compound was prepared according to the procedure for the synthesis of 1a' described above (6.10 mmol scale, colorless oil, 418 mg, 44% yield). The NMR data are in agreement with those previously reported in literature. 
(Z)-(3-Methoxyprop-1-en-1-yl)benzene ((Z)-1a)
This compound was prepared according to the procedure for the synthesis of (E)-1a described above (35.3 mmol scale, colorless oil, 4.75 g, 90% yield). The NMR data are in agreement with those previously reported in literature. 
(E)-Trimethyl((3-phenylallyl)oxy)silane ((E)-4a)
To a mixture of cinnamyl alcohol (1.0 g, 7.45 mmol) and triethylamine (1.3 mL, 8.94 mmol, 1.2 equiv.) in CH2Cl2 (5 mL) was added trimethylsilyl chloride (1.1 mL, 8.20 mmol, 1.1 equiv.) at 0 ºC, and the resulting mixture was stirred for 15 min at that temperature. After warming to room temperature, the resulting mixture was filtered through Celite with the aid of Et2O. The filtrate was evaporated, and the residue was chromatographed on silica gel (Hexane/AcOEt = 20/1) to afford the titled compound as colorless oil (1.43 g, 93%) . The NMR data are in agreement with those previously reported in literature. 
Trimethyl((1-phenylallyl)oxy)silane (4a')
To a mixture of 1-phenylprop-2-en-1-ol (1.7 g, 12.7 mmol) and triethylamine (3.6 mL, 38.1 mmol, 3.0 equiv.) was added chlorotrimethylsilane (2.4 mL, 19.1 mmol, 1.5 equiv.), and resulting mixture was stirred for 15 hours at room temperature. The reaction was quenched with water, and the resulting mixture was extracted with hexane. The combined organic layers were washed with ice-cold 5% aqueous HCl solution and saturated aqueous NaHCO3 solution, dried over anhydrous MgSO4, filtered, and evaporated. Distillation (0.5 Torr) gave titled compound as colorless oil (2.0 g, 75%) . The NMR data are in agreement with those previously reported in the literature. 
(E)-4-(3-Trimethylsilyloxy-prop-1-en-1-yl)phenyl trifluoromethanesulfonate (5)
To a mixture of the starting alcohol (E)-4-(3-hydroxyprop-1-en-1-yl)phenyl trifluoromethanesulfonate (1.61.52 g, 5.4 mmol) and triethylamine (5.0 mL) was added chlorotrimethylsilane (1.4 mL, 10.8 mmol, 2.0 equiv.), and resulting mixture was stirred for 15 hours at room temperature. The reaction was quenched with water, and the resulting mixture was extracted with hexane. The combined organic layers were washed with ice-cold 5% aqueous HCl solution and saturated aqueous NaHCO3 solution, dried over anhydrous MgSO4, filtered, and evaporated. This compound was purified by column chromatography on silica gel (Hexane/AcOEt = 10/1). Colorless oil (1.71 g, 89%). 
General Procedure for Iron-Catalyzed Allylic Substitution
To a solution of Fe(acac)3 (9.0 mg, 0.025 mmol, 5 mol%) in THF (1 mL) was added allylic ether (0.5 mmol) and additional THF (4 mL). Grignard reagent (ca. 1 M in THF, 1.0 mmol) was added, and the resulting mixture was stirred for 4 hours at room temperature. The reaction was quenched by addition of 1 N aqueous HCl solution.
The resulting mixture was extracted with CH2Cl2. The combined organic layers were dried over anhydrous MgSO4, filtered, and evaporated. The residue was
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chromatographed on silica gel (flash column or preparative TLC) to afford the corresponding allylic substitution product.
Characterization data (E)-1,3-Diphenyl propene ((E)-3aa)

9
( Table 2 15 , and 3-phenyl-1-nonene (b-3ba) 16 ( 
(E)-1-Phenyl-2-nonene ((E)-3ba) 14 , (Z)-1-phenyl-2-nonene ((Z)-3ba)
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